General procedure for the catalytic hydrosilylation of carbonyl substrates
Selected ketone (0.5 mmol), phenylsilane (0.5 mmol), and mesitylene or tetradecane (0.5 mmol) were added to a stock solution (0.51 mg in 0.2 mL THF) of the Mn(I) catalyst 8 (0.25 mol%) in THF. The reaction mixture was stirred at 80 °C for the required time (1 h). After this time, the reaction was cooled to room temperature and the corresponding hydrolysis was performed (see below). After hydrolysis, the sample was diluted with CDCl3 (0.6 mL), and subjected to 1 H-NMR spectroscopy to determine the yield of the product.
General procedure for the catalytic hydrosilylation of ester substrates
Selected ester (0.5 mmol), phenylsilane (1 mmol), and mesitylene or tetradecane (0.5 mmol) were added to a stock solution (6.79 mg in 0.2 mL THF) of the Mn(I) catalyst 3 (2 mol%) in THF. The reaction mixture was stirred at 80 °C for the required time (3 h). After this time, the reaction was cooled to room temperature and the corresponding hydrolysis was performed (see below). After hydrolysis, the sample was diluted with CDCl3 (0.6 mL), and subjected to 1 H-NMR spectroscopy to determine the yield of the product.
General procedure for the catalytic hydrosilylation of acid substrates
Selected acid (0.5 mmol), phenylsilane (1 mmol), and mesitylene (0.5 mmol) were added to a stock solution (6.79 mg in 0.2 mL THF) of the Mn(I) catalyst 3 (2 mol%) in THF. The reaction mixture was stirred at 80 °C for the required time (2 h). After this time, the reaction was cooled S5 to room temperature and the corresponding hydrolysis was performed (see below). After hydrolysis, the sample was diluted with CDCl3 (0.6 mL), and subjected to 1 H-NMR spectroscopy to determine the yield of the product.
Solvent screening for the hydrosilylation of ethyl benzoate
Several solvents were tested for the hydrosilylation of ethyl benzoate with catalyst 3. The results are summarized in Figure S1 . 
Silanes screening and additives effect in the hydrosilylation of esters
Diphenylsilane and triphenylsilane were also verified in the catalytic hydrosilylation of ethyl benzoate by catalysts 3 or 8. These results are summarized in Table S1 . 
Study of the possible interconversion of the products
To verify the possible interconversion between alcohol and ether in the catalytic hydrosilylation of esters, following reactions were performed. Scheme S1. 0.5 mmol substrates, 2 mol% of 3, 0.2 mL THF, 3h. Quantified by 1 H NMR using tetradecane as standard.
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Work up procedures used for the hydrosilylation of ketones, esters and acids
Ketones
After completion of the reaction, MeOH (1.5 mL) was added to the crude reaction mixture.
Next, a solution of NaOH (10%, 2 mL) was slowly added, which leads to gas evolution. The reaction mixture was then stirred overnight to ensure complete hydrolysis. Subsequently, an extraction with DCM (3x2 mL) was performed. The combined organic layers were filtered through celite, dried over MgSO4 and evaporated to dryness. The product was quantified by 1 H NMR analysis.
Esters and acids
After completion of the reaction, DCM (1 mL) was added to the crude reaction mixture. Next, a solution of NaOH (20%, 3 mL) was slowly added, which leads to gas evolution. The reaction mixture was then stirred overnight to ensure complete hydrolysis. Subsequently, an extraction with DCM (3x2 mL) was performed. The combined organic layers were filtered through celite, dried over MgSO4 and evaporated to dryness. The product was quantified by 1 H NMR analysis.
Modified work up procedure for the selective etherification (Table 2, entry 14)
Upon completion of the reaction, the aliquot was diluted with 2 mL of THF, followed by addition of Me4NF.4H2O (0.5 mmol) and stirred overnight. After that time, NaH (10 equivalents) were added which led to gas evolution while stirring. After 15 minutes, ethylbromide (5 quivalents) was added. The reaction mixture was stirred at room temperature for 1h. Thereafter, the solvent was evaporated, and 2 mL of water were added. The product was extracted with DCM (3x2 mL) and dried over MgSO4. The combined organic layers were filtered through celite, evaporated to dryness and quantified by 1 H NMR analysis. 1 H NMR spectrum of the reaction mixture in the case of Table 3 , entry 5 (Tetradecane was used as an internal standard) 1 H NMR spectrum of the reaction mixture in the case of Table 3, A 1 H NMR spectrum of the reaction mixture in the case of Table 4 , entry 1 (Tetradecane was used as an internal standard)
